(12) INTERNATIONAL APPLICATION PUBLISHED UNDER THE PATENT COOPERATION TREATY (PCT) 



(19) World Intellectual Property Organization 
International Bureau 

(43) International Publication Date 
1 August 2002 (01.08.2002) 




PCT 



(10) International Publication Number 

WO 02/059159^Al 



(51) iQternatlonal Patent Classification': C08F2/26, 

290/06, 290/14 

(21) International Application Number: PCT/GBO2A)0133 

(22) Internatioiial Filing Date: 14 January 2002 (14.01 .2002) 

(25) Filiug Language: English 

(26) Publication Language: English 
(30) Priority Data: 



0101771.4 



24 Januaiy 2001 (24.01.2001) GB 



(71) Applicant (for all designated States except US): IMPE- 
RIAL CHE^^CAL INDUSTRIES PLC [GB/GB]; 20 
Manchester Square, London WIU 3AN (GB). 

(72) Inventors; and . 

(75) Inventors/Applicants jforC/So/iW: GRADE, Johny, De- 
nis [BE/BB];Begijnenblokstraat 19, B-3320MeIdert (BE). 
BLEASE, TVevor [GB/GB]; 5 Abbey Close, Stockton on 
Tees, Cleveland TS19 7SP (GB). 



(81) Designated States (naiionai): AE. AG, AL, AM, AT, AU. 
AZ, BA, BB, BG, BR. BY. BZ, CA, CH, CN. CO. CR, CU, 
CZ. DE, DK, DM. DZ, EC. EE. ES. H, GB. GD, GE. GH, 
GM. HR. HU, ED. IL. IN. IS. JP. KE. KG. KP. KR, KZ. LC, 
LK, LR, LS, LT, LIT. LV. MA. MD. MG. MK. MN. MW, 
MX. MZ. NO, NZ, PH. PL. PT. RO. RU, SD. SE. SG, SI. 
SK, SL, TJ. TM. TR, TT. TZ. UA. UG. US, UZ. VN. YU, 
ZA, ZW. 

(84) Designated States (regionaQ: ARIPO patent (GH, GM. 
KE. LS. MW. MZ, SD, SL. SZ, TZ. UG. ZM, ZW), 
Eurasian patent (AM. AZ, BY. KG. KZ. MD. RU. TJ. TM), 
European patent (AT. BE. CH. CY, DE. DK. ES. FI. FR, 
GB. GR, IE, rr, LU, MC, NL, PT, SE, TR), OAPI patent 
(BF. BJ. CP. CG. a. CM. GA, GN. GQ. GW. ML. MR. 
NE,SN.TD,TG). 

Published: 

— with international search report 

For two-letter codes and other abbreviations, refer to the "Guid- 
ance Notes on Codes and Abbreviations" appearing at the begin- 
ning of each regular issue cf the FCT Gazette. 



(74) Agents: HUMPHRIES, Martyn et al.; Uniqemalntellec- 
tual Property. Wilton Centre. Wilton TSIO 4RP (GB). 



ON 
IT) 
r-( 
OS 
if) 
O 

o 



(54) Title: ANIONIC SURFACTANTS 

(57) Abstract: An anionic surfactant of the formula (I): R^-Y-(O)C-(HR)C.CrHR0-C(O)-(OA)„.X wherein one of R and R» is a Ce 
to Cn linear or branched alkyl or alkenyl. and the other is hydrogen; Y is O. or NH. or -NH-CHrC(=CH^-. or -N(CH,.CR (=CH2))- 
CH>-C(=CHi)- where R^ is hydrogen or methyl; when Y is O, R^ is hydrogen, or a salt, or a Ci to Cg linear or branched alkyl, 
or an optionally substituted C3 to Cvo linear or branched alkenyl; when Y is NH. or -NH-CH.-C(=CH,)-. or .N(CH,-CR3(=CHi))- 
CHz-C(=CHi)- where R^ is hydrogen or methyl. R' is hydrogen or methyl; OA is an oxyalkylene group; n is 2 to 100; and X js a 
group comprising at least one acidic H atom, or a salt thereof, and the use thereof in free radical initiated addition polymerisation, 
particulariy emulsion polymerisation. 
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Anionic Surfactants 

Field of Invention 

5 The present invention relates to certain anionic alkoxylated surfactants, free radical initiated 
addition polymerisation of unsaturated monomers In the presence of such surfactants including, 
in particular, emulsion polymerisation methods using such surfactants. 

Introduction 

10 

Anionic surfactants have been known for many years and used in many industrial applications. 
WO 99/32522-A describes anionic alkoxylated surfactants having a hydrophobe which is a 
hydrocarbyl group containing from 16 to 22 carbon atoms and at least 2 double bonds, 
preferably being derived from linoleyl alcohol. WO 99/32522-A discloses the use of such 

15 surfactants in emulsion polymerisation, which are believed to be covalently grafted onto the 

resultant product polymer, resulting in improved water resistance and reduced water absorption 
than conventional polymers produced by emulsion polymerisation. Unfortunately, linoleyl 
alcohol Is of limited availability, can be expensive, and there Is a commercial need to further 
improve the particle size, and to Improve.the water resistance and to reduce the water 

20 absorption of polymer latlces produced by emulsion polymerisation methods, and to improve the 
colloidal stability of such emulsions. 

Summary of the Invention 

25 We have now surprisingly discovered a group of novel anionic alkoxylated surfactants, based 
upon substituted succinic acid, which overccm^Jpr significantly reduce at least one of the 
aforementioned problems. 

Accordingly, the present Invention provides an anionic surfactant of the formula ((): 
30 R2-Y-(0)C-(HR)C-C(HRl)-C(0}-(pA)n;X (1) 

wherein one of R and R** Is a Cg to C22 linear or branched alkyi or alkenyl, and the other is 
hydrogen; 

Y is O, or NH. or -NH-CH2-C(=CH2)-, or .N(GH2-CR3(=CH2))-CH2-C(=CH2)- where R3 is 
hydrogen or methyl; 

35 when Y is 0, R2 is hydrogen, or a salt, or a to Cq linear or branched alkyl. or 
an optionally substituted C3 to C-jQ linear or branched alkenyl; 

when Y is NH, or -NH-CH2-C(=CH2)- or -N(CH2-CR3(=CH2))-CH2-C(=CH2)- where R^ Is 
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hydrogen or methyl, r2 is hydrogen or methyl; 
OA is an oxyalkylene group; 
n Is 2 to 100; and 

X is a group comprising at least one acidic H atom, or a salt thereof. 

The invention further provides a method of free radical initiated addition polymerisation of at 
least one ethyienically unsaturated monomer in the presence of a surfactant comprising at least, 
one anionic surfactant of the formula (I): 

R2-Y.(0}C-(HR)C-C{HR^)-C(0)-(OA)n-X (I) 
wherein one of R and is a Oq to C22 linear .or- branched all^yl or alkenyl. and the other is 
hydrogen; 

Y is 0, or NH, or -NH-CH2-C(=CH2)-, or -N(CH2-CR3(=CH2))-CH2-C(=CH2)- where R3 is 
hydrogen or methyl; 

when Y Is O, R2 is hydrogen, or a salt, or a to Cg linear or branched ali^yl. or 
an optionally substituted C3 to C^q ''"©a'' or branphed a!l<enyl; 

when Y is NH, or-NH-CH2-C(=CH2)-. or -N(CH-^-CR3(=cH2))-CH2-C{=CH2)- where R3 is 
hydrogen or methyl, r2 is hydrogen or methyl; 
OA is an oxyall<yiene group; 
n is 2 to 100; and 

X is a group comprising at least one acidic H atom, or a salt thereof. 

The invention also provides the use of an anionic surfactant of the fonnula (1): 

R2-Y-(0)C.(HR)G-C(HRl)-C(OHOA)n-X (1) 
wherein one of R and R^ is a Cg to C22 linear or branched allcyi or alkenyl. and the other is 
hydrogen; 

Y is O. or NH, or -NH-CH2-C(=CH2)-. or -N(GH2:CR3(=CH2))-CH2-C(=CH2)- where R3 Is 
hydrogen or methyl; 

when Y is O, is hydrogen, or a salt, or a to Cg linear or branched alkyi, or 
an optionally substituted C3 to C-,0 linear or branched alkenyl; 

when Y is NH. or -NH-GH2-C(=CH2h or -N(CH2-CR3{=CH2))-CH2-C(=CH2)- where ^R3 is 
hydrogen or methyl, r2 is hydrogen or methyl; 
OA is an oxyalkylene group; 
n is 2 to 100; and 

X is a group comprising at least one acidic H atom, or a salt thereof, 
as a non-migratory surfactant in emulsion polynrjerisatipn. 
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The anionic surfactant is preferably covalentiy bonded onto the resultant polymer produced 
according to the method or use of the fjresent lavention.- Preferably at least 1 0%, more 
preferably in the range from 30% to 99%, particularly50% to 95%, and especially 60% to 90% 
by weight of the anionic surfactant Is covalentiy bonded onto the polymer. 

5 

The group R or which is not hydrogen is suitably a Cq to C22, preferably a C^q to C22. more 
preferably a C^2 ^20» particularly a C^^ to C^q alkenyl or alkyi, and especially alkenyl, group. 
The alkenyl group preferably comprises a single double bond. II is preferred that the R or R"^ 
alkyI or alkenyl group has a linear chain. When the chain is not linear it preferably has at the 
1 0 most a total of two, and more preferably not more tiian one branch on average. 

When the group R^ Is a salt, it can be a metal, eg alkali metal, such as LI, K or Na, particularly 
Na, ammonium, including amine or hydroxy-substltuted amine e.g. alkanolamine, onlum. or 
amine, particularly alkylamlne, especially tertiary \alkylamine and hydroxy-substituted amine e.g. 
15 alkanolamine, especially tertiary alkanolamine such as triethanolamine. The salt can be made 
by direct reaction of a carboxy end group with an appropriate base. 

When the group R2 is a to Cq alkyI, it is preferably a methyl, ethyl, propyl or butyl group, 
more preferably a methyl group. 

20 

When the group r2 Is an optionally substituted C3 to C^q alkenyl, It preferably comprises a 
single double bond, and more preferably is a group of fbnnula -CH2-C{=CH2)-R'^ where R^ Is 
hydrogen or methyl; or a group of fonnula •R5-0-C(0)-C(=CH2)-R^ where Is a to Cq linear 
or branched alkyl. and R^ is hydrogen or methyl. Such R^ groups may be derived from 
25 unsaturated alcohols such as allyl alcohol, methallyl alcohol, 2-hydroxyethyl (meth)acrylate, 2- 
hydroxypropyl (meth)acrylate. 3-hydroxypropyl (meth)acrylate, 2-hydroxybutyl (meth)acrylate, 3- 
hydroxybutyl (meth)acrylate, 4-hydroxybutyl (meth)acrylate, and 4-hydroxypentyl (meth)acrylate. 

When YR2 is -NH-CH2-C(=CH2)-R2, or -N(Ch!j-CR3(=CH2))-CH2-C(=CH2)-R2 where R2 and R3 
30 are independently hydrogen or methyl, it may be derived from unsaturated amines such as 
allylamine, methallylamine and diallylamine. 

The oxyalkylene group OA is preferably a group of the formula: -(OC^Hjm)- where m Is 
preferably 2, 3 or 4, and more preferably 2 or 3, i.e. an oxyethylene or oxypropylene group. The 
35 poiyoxyalkylene chain may be substantially or wholly of oxyethylene residues, or substantially or 
wholly of oxypropylene residues, or it may include both oxyethylene and oxypropylene residues 
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The chain is preferably a homopoiymeric 



The value of n is suitably in the range from 2 to 60, preferably 4 to 50, more preferably 5 to 30, 
5 particularly 10 to 20, especially where the polyoxy'alicylene chain is substantially or wholly a 
polyoxyethylene chain. Where the chain is a block or random copolymer of oxyethylene and 
oxypropyiene residues the chain length chosen will typically con^espond to the above ranges, 
but will depend upon the proportion of oxyethylene and oxypropyiene residues in the chain. In 
copolymer chains usually oxyethylene residues will provide at least 50 mole% of the total 
10 oxyalkylene residues. Oxybutylene residues can be included in the chain, but when present 
these will usually be present as a minor component of the chain e.g. up to about 20 mole% of 
the total polyoxyalkylene chain. Of course, numerical values of numbers of repeat units in the 
polyoxyalkylene chain are average values, and therefore n does not have to be an Integer. 

15 The group X is a group comprising at least one acidic H atom or a salt thereof, by which we 
mean that the group X can be ionised to form an anionic group in an aqueous medium, in use 
the group X provides an anionic function making the surfactant an anionic surfactant. The 
anionic functionality can be provided by a phosphorus acid group, a sulphur acid group or a 
carboxylic acid group. Suitable phosphorus acid groups include phosphate: -0-P-(0)(0H)2 and 

20 monoester phosphate -0-P-(0)(0R7)(0H), where R^' is an ester forming group, typically a 

group of the formula r2-Y-{0)C-(HR)C-C(HR1}-C(0H0AV, where R, R^ R2. Y. OA. and n are 
as defined above for formula (I) and is usually the same as the other group r2-Y-(0)G-(HR)C- 
C(HRi)-C{0)-(OA)n- defined In fomnula (1). Sulphur acid groups include sulphate: -0-S-(0)2- 
OH. sulphonate: -O-R^-S-{O)2-0H, where R^ is an alkylene group, preferably a to Cg , more 

25 preferably a C2 to Cg. particularly a to C4 alkylene group. Prefenred examples of sulphonate 
groups include being a -C2H4- group (giving X as an isethionate: -0-(CH2)2-S-(0)2-OH 
group), and particularly prefenred is when R^ is a 'C3H6- group (giving X as '■0-(GH2)3-S-(0)2- 
OH group). Suitable carboxylic acid groups Include carboxymethoxy: -O-CH2-CO2H, maleale: - 
0-(0)C-CH=CH-C02H, succlnnate: -0-(0)C-CH2-pH2-C02H and sulphosuccinale -0-(0)C- 

30 (C2H3(S03H)].C02H. 

in a particularly prefen-ed embodiment of the invention X comprises at ieast one sulphur atom, 
preferably comprises a sulphonate group, and more preferably is -0-R^-S-(0)2-0H, where R^ is 
an alkylene group, preferably a to C3, more preferably a to Cg, particularly a C2 to C4, and 
35 especially a -CaHg- group, or a salt thereof. 
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The anionic group nnay be introduced into the rhblecule by nnethods generally known in the art, 
for example by reaction of a connpound'R2-Y-(0)C-(HR)C-C(HR^)-C(OHOA)n-OH, where R, R\ 
R2, Y, OA, and n are as defined above for formula (I), with suitable reactive anionic compounds. 
For example, compounds where X Is phosphate or ester phosphate may be made by reaction of 
a compound R2-Y-(0)C-{HR)C-C(HR'^)-C(0)-(0A)n-0H with polyphosphoric add. phosphoms 
pentoxide, oxychloride or trichloride. Sulphates may be made by reacting a compound R^-Y- 
{0)C-(HR)C-C(HRi)-C(OHOA)n-0H with sulphuric acid, dnd suiphonates by reacting such a 
compound vwth an hydroxyalkylenesuiphonate e.g isethionlc add. Carbomethoxy end groups 
may be provided by reaction of the alkoxylated alcohol with a-haloacetic acid under suitable 
conditions or by controlled oxidation of the terminal ethoxy group In a polyethoxylate. Maleate 
and succinate end groups may be provided by esterlficatlon reactions with the corresponding 
anhydride and the sulphosuccinate by onward reaction of the maleate ester product with sodium 
bisulphite. 

When X Is a sulphonate group, preferably -0-RS-S-(0)2-OH. where R® is an alkylene group as 
defined above, the anionic surfactant according to the present Invention is preferably produced 
by sulphonating an allyl alcohol ethoxylate, more preferably with a bisulphite salt, followed by 
reaction of the non-sulphonate end group with substituted, preferably alkenyl, succinic anhydride 
to form an ester. Suitable sulphonation methodology is described In "Sulphonation and Related 
Reactions"; Gilbert; Elsevier 1965. 

The salt forming moiety of X, when present, can be a metal, eg alkali metal, such as Li, K or Na, 
particularly Na, ammonium, including amine or hydroxy-substituted amine e.g. alkanolamine. 
onium, or amine, particularly alkylamine. especially tertiary alkylamine and hydroxy-substituted 
amine e.g. alkanolamine, especially tertiary alkanoiamlne such as triethanolamine. Salts can 
generally be made from free acid precursors by direct reaction with an appropriate base. 

The anionic surfactants according to the present invention are particularly useful in emulsion 
polymerisation, especially the oil-in-water emulsion polymerisation of ethylenically unsaturated 
monomers. In particular, the polymerisation of systems using or comprising vinyl monomers 
and/or acrylic monomers, particularly in oil-in-water emulsion polymerisation. 

The ethylenically unsaturated monomers lhat can be polymerised include unsaturated carboxyllc 
acids and their alkyi esters, amides, N-subslituted amides and nitrites, aromatic vinyl 
compounds, diene compounds which may be included as monomers or specifically as 
crosslinking agents, vinylethers. vinylesters, olefihes and hydrophobic allyl compounds. 
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Unsaturated carboxyiic acids and their derivatives include acrylic species including alpha alkyi, 
especially methyl species, such as (meth)acryllc' acid and (meth)acrylate esters including alkyI 
and hydroxyalkyi (meth)acrylates. such as methyl methacrylate and vinyl (meth)acrylale; 
acrylonitrlle and methacrylonitrlle; and water Insoluble (meth)acryiamldes such as acrylamide, 
5 A/-/sopropyl-acrylamide and N-methylol(meth)acry!amide; including calionic and quaternary 
species; alkanedlol (meth)acrylates such as (poly)ethyleneglycol di(melh)acrylates and 
methoxypolyethyleneglycol (meth)acrylates, urethane acrylates and epoxy acrylates; lumaric 
acid, maleic acid and anhydride and itaconic acid and their esters, particularly dialkyi maleates, 
dialkyi fumarates, dialkyi itaconates, amides and imides. 

10 

Vinylic species include halides such as vinyl halldes. especially vinyl chloride, and vinylidene 
halldes, especially vinylidene chloride, vinyl esters such as vinyl acetate, vinyl propionate and 
higher linear and branched acid esters such as vinyl versatate. vinyl ethers. Aromatic vinyl 
compounds include styrene. a-methylstyrene and p.-fert-butylstyrene and vinyl pyridines. Other 
15 ethylenically unsaturated monomers include olefins particulary a-oiefines such as ethylene, 
propylene and butene and diene compounds include butadiene, isoprene, isobutadiene 
chloroprene and divinlbenzene. 

The polymerisation can be canied out to make=ll6fTnopolymers such as poly(vlnyl acetate), 
20 polystyrene and po!y(methyl methacrylate) or copolymers such as ethylene-vlnyl acetate . 

copolymers, acrylic copolymers and styrene/acrylic copolymers, styrene-butadiene mbbers and 
carboxylated styrene-butadiene rubbers, butadiene-acrylonitrile rubbers and chlorinated 
polymers such as polychloroprene. 

25 The invention is particularly applicable to the manufacture of vinyl homopolymers or copolymers, 
for example those where preferably at least 50%, more preferably at least 60%, partlculariy at 
least 80%, and especially at least 90% or more, yp .to 1 00% , by weight of the monomers are 
vinyl monomers. The comonomers may for example be ester, urethane or epoxy monomers, 
resulting Jn the formation of polyvinylester, pdyvinylurethane or polyvinylepoxy random, graft or 

30 block copolymers. 

The amount of surfactant used will depend on the particular monomers and the polymerisation 
system used, and in emulsion polymerisation on the degree of colloidal stability needed and the 
desired particle size of the polymer in the product latex. However, for an otherwise conventional 
35 water-ln-oll emulsion polymerisation, to give a latex having a particle size of from 80 to 500 nm 
the amount of surfactant used will preferably be in the range from 0.25 to 5, more preferably 0.5 
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to 2.5. and particularly 1 to 2 parts by weight surfactant per 100 parts by weight total monomer 
(phm). 

In mlcroemuision polymerisation systems, the concentration of monomer is typically 
5 substantially lower than in conventional emulsion or other dispersion polymerisation systems 
e.g. in the range from 3 to 10% by weight. The proportion of surfactant relative to the amount of 
monomer Is also relab'vely high because the microemulsion has higher interface area per unit 
mass of monomer con-espondlng to the smaller dmulsion particle size. Typical surfactant levels 
are preferably in the range from 10 to 150 phm. Overall the solids content of microemulsion 
10 systems are preferably in the range from 15 to 30% by weight of the total emulsion. 

The anionic surfactants according to the present invention can also be used in a minl-emulsion 
process, involving emulsiflcatlon of the monomers in a continuous phase, followed by initiation 
of polymerisation In the monomer droplets, using water-soluble or oil-soluble initiators. The 
15 amount of anionic surfactant used v^"ll preferably be in the range from 0.5 to 5 parts by weight 

per 100 parts by weight total monomer (phm). The anionic surfactant may be used with 
hydrophobic compounds such as cetylalcohol, hexadecane, hydroxyfunctionai (meth)acrylates, 
usually described as co-surfactants, or with polymeric hydrophobes to adjust particle size and 
limit droplet degradation through diffusion. 

20 

The anionic surfactants according to the present Invention may be used as the sole surfactant in 
emulsion polymerisation. Mixtures of anionic surfactants of the formula (I) e.g. differing in the 
nature of the groups R. or R2 the nature and length of the polyoxyalkylene chain or the 
nature of the anionic group, may be used. In a particular preferred embodiment of the invention 

25 a mixture of anionic surfactants of the formula (I) is used in emulsion polymerisation, the mixture 
preferably comprising (a) at (east one anionic surfactant of the formula (I) wherein n Is in the 
range from 2 to 10, preferably 4 to 8, and (b) least one anionic surfactant of the fomnula (I) 
wherein n is In the range from 12 to 50, more preferably 1 5 to 25, preferably present at a weight 
% ratio of (a) : (b) of 10 to 90 : 90 to 10, more preferably 10 to 50 : 90 to 50. and particulariy 10 

30 to 30 : 90 to 70. In addition, minor amounts of conventional anionic, cationic or non-ionic 
surfactants may also be used. 

In particular, anionic surfactants of the formula (I) may be used for both the seed stage and the 
particle growth stage In emulsion polymerisation. Alternatively, anionic surfactants of the 
35 formula (1) may be used for only one of the seed stage or the particle growth stage, with one or 
more conventional emulsion polymerisation surfactants, copolymerisable surfactants or 
functional monomers, for example polyalkoxylated allylalcohol. polyalkoxylated 
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(meth)acrylamide. sodium vinylsulphonate and similar compounds Icnown in the art. being used 
for the other stage. 

In a particularly preferred embodiment of the present Invention, at least one anionic surfactant of 
5 the formula (I) is used for the seed stage, and at least one non-ionic surfectant of the fonnula (II) 
below is used for the particle growth stage in emulsion polynnerisation. 

R2-Y-{0)C.(HR)C-C(HR1)-C(OHOAVZ-R9 (II) 
wherein R, R^ r2, Y, OA and n are as defined for the anionic surfactant of formula (I), and 
Z is 0, or NH. or -NH-CH2-C(=CH2)-. or -N(CH2-CR'*0(==CH2))-CH2-C(=:CH2)- where R^O is 
10 hydrogen or methyl; 

when Z Is O, is hydrogen, or a to Cg linear or branched alkyi, or an optionally substituted 
C3 to C^Q linear or branched alkenyl; 

when Z is NH, or -NH-CH2-C(=CH2)-, or -N(CH2-CR\0(=CH2))-CH2-C(=CH2)- where R^o 
is hydrogen or methyl, R^ is hydrogen or methyl; 

15 

When the group R^ is a to Cg alky!, it Is preferably a methyl, ethyl, propyl or butyl group, 
more preferably a methyl group. 

When the group Is an optionally substituted to C^o alkenyl, it preferably comprises a 
20 single double bond, and more preferably is a group of formula -CH2-C(=CH2)-R^^ where R'*"^ is 
hydrogen or methyl; or a group of fomnula -R''2-0-C(0)-C(=CH2)-R^3 where R'^^ is a O2 to Cg 
linear or branched alkyI, and R^3 jg hydrogen or methyl. Such groups may be derived from 
unsaturated alcohols such as allyl alcohol, methallyl alcohol, 2-hydroxyethyl (meth)acrylate, 2- 
hydroxypropyl (meth)acry!ate, 3-hydroxypropyl (meth)acrylate, 2-hydroxybutyl (meth)acrylate, 3- 
25 hydroxybutyl (mBth)acrylale, 4-hydroxybutyl (meth)acrylate, and 4-hydroxypentyl (meth)acrylate. 

When ZR^ is -NH-CH2-C(=CH2}-R^, or -N(CH2-CR3(=CH2))-CH2-C(=CH2)-R^ where R^ and R^o 
are independently hydrogen or methyl, it may be derived from unsaturated amines such as 
ailylamine, methallylamine and diallylamine. 

30 

■ The polymerisation catalyst used may be any conventional free radical polymerisation initiator 
for ethylenically unsaturated systems, and in particular for emulsion polymerisation systems. 
Examples include peroxidic compounds such as inorganic per-compounds e.g. potassium 
persulphate, and organic per-compounds e.g. tertiary butyl hydroperoxide and other free radical 
35 generators such as 2,2'-azobls/sobutyronltrile. The proportion of catalyst used will preferably be 
in the range from 0.001 to 10% by weight, and more preferably 0.01 to 7%, based on the total 
monomer. When a redox couple is used as the Initiator, the proportion of reducing agent is 
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preferably In the range from 0.05 to 100 mole%, more preferably 0.1 to 80%, based on the molar 
amount of polymerisation Initiator. 

Other additives in the reaction system can include chain transfer agents, such as alkyi 
5 mercaptans and similar acting compounds preferably included at amounts in the range from 0 to 
5 phm, more preferably 0.1 to 1 phm; crosslinking agents, such as divinylbenzene or ethylene 
glycol dimethacrylate, typically used to modify the product polymer molecular weight, preferably 
Included at concentrations in the range from 0 to 5 phm, more preferably 0.1 to 1 phm; water 
soluble polymers e.g. hydroxyethylcellulose, carboxymethylcellulose, polyethyleneglycol and 
10 partially hydrolysed polyvinylacetate, typically used to modify the viscosity of the system, 
preferably included at concentrations in the range from 0 to 10 phm, more preferably 0.1 to 
2 phm; buffers for pH control, sequestering agents, electrolytes and organic solvents in minor 
amounts preferably totalling in the range from 0 to 5 phm, more preferably 0.1 to 3 phm. 

1 5 The polymerisadon reaction can be carried out using generally conventional procedures 

preferably at temperatures in the range from ambient temperature to lOO^C, more preferably 60 
to 100**C, particularly 70 to 95°C, and especially at about eS^C. The anionic surfactants of the 
formula (i) of the present invention are effective at such elevated temperatures. 

20 The polymerisation method according to the invention, particularly as an emulsion, especially an 

oil-in-water emuision, polymerisation, can be carried out over a wide pH range, preferably in the 

range from 3 to 1 1 , more preferably 4 to 1 0, but particularly at moderately acid pH e.g. 3 to 6, 

\» • ' • 

and especially 4 to 5. After completion of polymerisation, the resultant polymer latices may be 
neutralised, preferably to a pH in the range from 7 to 10 using organic bases e.g. amines or 
25 alkanolamines, or Inorganic bases e.g. alkali metal hydroxides or carbonates. 

Polymerisation reactions can be carried out In a closed kettle equipped with heating and cooling 
devices, agitation, thermometer, condenser and inlets for inert gas, monomers and initiator 
streams. M\ formulation ingredients can be charged to the reactor from the start in what Is 

30 known In the art as a batch process. The preferred production process used when working with 
compounds of the present invention is a semi continuous mode. Part of the ingredients are 
charged to the reactor, the rest Is gradually fed into the reactor in single or multiple feed 
streams. Monomers are fed as a neat monomef stream, or are mixed into a part of the water 
with a part of the surfactants and optionally other additives to form a pre-emulsion. Monomer 

35 composition can change during the feed stage to control particle morphology. 
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The latlces synthesised using anionic surfactants- according to the present invention have lower 
levels of free surfactant species than products made using conventional surfactants that are not 
non-migratory. This yields end-products that can have Improved resistance to water, higher 
colloidal stability, show better adhesion to substrates and other advantages related to reduced 
5 levels of free surfactant. 

The product polymers obtained using anionic surfactants according to the present invention can 
be used as binders or film formers in Interior and exterior architectural coatings, floor coatings, 
paper and paperboard coatings, coatings for metal protection, waterborne adhesives, Inks, 
10 binders for non-woven fabrics, concrete and cement additives. Latlces can be formulated as 
such in formulations where water is the carrier, or the polymer can be separated from the 
aqueous phase by flocculatlon, spray drying or other l<nown techniques. 

The invention Is illustrated by the following non-llmlting examples. 

15 

Example 1 

Anionic Surfactant Synthesis 

448 g ally! alcohol ethoxylated with 18 moles of ethylene oxide was placed in a round bottomed 
flask fitted with a turbine agitator. To this material were added 225 g deminerallsed water and 

20 40 g propan-2-ol. The flask was fitted with a compressed air sparge and reflux condenser. The 
agitator was run at a rate sufficient to give good mixing of the flask contents, and then a solution 
of 1 10 g sodium bisulphite in 300 g deminerallsed water was gradually added from a calibrated 
dropping funnel to the flask over a period of two hours at a steady rate. No heating was used 
and the reaction proceeded at ambient temperature, typically between 18 and 22^*0, The pH of 

25 the reaction mass was monitored every 1 5 minutes and'allquots of 48% caustic soda solution 
were added to maintain the pH between 7 and 8. Once the feed of sulphonating agent had been 
completed, the reaction mass was held at ambient temperature with agitation and the air sparge 
for a further 7 hours. The reaction mass was filtered to remove precipitated inorganic material 
before vacuum stripping on a RotoVap to remove all the water. The residues in the RotoVap 

30 flask were then heated to reduce the viscosity and refiltered. The degree of conversron was 
assessed at 98% using C''^ NMR. 

The sulphonated product was further dried in a vacuum oven before 137.4 g were placed In a 
round bottomed flask fitted with an anchor-type agitator and a nitrogen blanket. 41.8 g of n- 
35 dodecenyl succinic anhydride were added to the 'flask and a reflux condenser was fitted. The 
agitator was started and contents of the flask were heated to 95'C over a period of 15 minutes. 
The temperature was maintained at 95^C and after a further 5 minutes It was observed that an 
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exotherm peaking at 102°C had occurred. The temperature was allowed to drop back to QS^C 
and maintained for 3 hours 15 minutes.. The reaction mass was sampled and examined by infra- 
red spectroscopy for the disappearance of the characteristic anhydride peak. This peak was not 
found and the heat was tumed off to allow the reaction mass to cool. A final yield of 167g of 
5 sulphonated ethoxylated dodecenyl succinic anhydride product was achieved, the remainder 
remaining adhered to the flask. 

Example 2 

1 ) Latex Synthesis 

10 The anionic surfactant produced in Example 1 was evaluated in a seeded semi-continuous vinyl 
acetate/butyl acrylate (Vac/BA) 85:15 by moles emulsion copolymerisation. No additional 
colloid or functional monomer was present, and therefore the resultant latex properties are 
determined by the surfactant used. A phosphated linoleyl alcohol ethoxylate (PLAE) was used 
as surfactant during the in-situ seed stage. The composition of the latex formulations used is 

15 given in Table 1 . 



Table 1 

Latex Formulations 







Thermal 
initiation 


Redox 
Initiation 


Initial Reactor 
Charge 


Water 


84.3 


84.3 




Vac/BA 


12.5 


12.5 




Potassium persulphate 


0.63 


0.63 




Potassium carbonate 


0.25 


0.25 




Water 


15.0 


15.0 




PLAE Surfectant (20%) 


12.5 


12.5 


Pre-emulsion 


Water 


269,0 


267.8 




Vac/BA 


437.5 


437.5 




Surfactant produced in 
Example 1 (80%) 


18.9 


18.9 




Sodium bisulphate 




1.20 


Initiator solution 


Potassium persulphate 


1.80 


1.80 




Potassium carbonate 


1.80 


1.80 




Water 


120.0 


120.0 



wo 02/059159 ' PCT/GB 02/001 33 



12 ' 



Mop-up 


Water 


10.0 


10.0 




t-butyl hydroperoxide ' 
(70%) 


0.45 


0.45 




Water 


15.D 


15.0 




Sodium formaldehyde 
sulphoxylate 


0.36 


0.36 


Total 




1000 


1000 



(i) Seed latex synthesis (Initial reactor charge) 

Demtneralised water was placed in a reactor equipped with anchor stirrer, condenser, and Inlets 
for nitrogen, monomer and initiator streams. The water was purged with nitrogen for 15 minutes. 
5 The monomers, buffer and surfactant were added, and the mixture heated to 75*C while stirring 
at 1 50 rpm. The initiator solution was added at a temperature of 65°C, Increased to 75**C, and 
the reaction allowed to proceed for 1 5 minutes. 

(il) Pre-emulsfon preparation 
1 0 Distilled water was purged with nitrogen for 1 6 minutes. The buffer and surfactant solution were 
added, and the mixture was homogenised. The monomer was added to the aqueous phase with 
stirring. The mixture was homogenised for a further 5 minutes to produce an emulsion. 

(ill) Particle growth stage 

15 The pre-emulsion and initiator solution were fed concurrently over a period of 4 hours keeping 
reaction temperature at 75(ar eO^C. The reaction was continued for a further 30 minutes at the 
same temperature. 

(iv) Mop up 

20 Sodium formaldehyde sulfoxylate solution was added in third portions, and a solution of 

f-butylhydroperoxide added in half portions every 10 minutes. The reaction was continued for 
another hour, and then the reaction mixture cooled down to 30*C, filtered and the resultant latex 
bottled. 

25 2) Particle Size 

The volume average particle size of the latex was measured by Photon Correlation 
Spectroscopy using a l^alvern Zetasizer 1000HSA. Results are given In Table 2. 



30 
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3) Film preparation and testing 

The latex was applied at a wet film thickness of 200 pm onto a polyester film substrate and dried 
for 1 week at 23'*C, 50% R.H. The film was removed from the substrate and immersed in 
demineraiised water. 

5 

Transmission haze of the Immersed films was measured after 1, 2 and 24 hours using ASTM 
method DiOOS and expressed as the percentage Increase In haze compared to the dry film prior 
to immersion. This lest Is a measure of the blooming or whitening of the film. Results are given 
In Table 2. 

10 

Water uptake of the film was measured after 24 hours and 1 week, calculated as the % weight 
increase compared to the dry film prior to immersion. Results are given in Table 2. 

Example 3 

1 5 This is a comparative example, not according to the invention. The procedure of Example 2 was 
repeated except that the pre-emulsion stage used a nonionic surfactant having an alkenyl 
succinic anhydride hydrophobe and ethoxylate hydrophlle instead of the surfactant produced in 
Example 1. 

20 Example 4 

This is a comparative example, not according to the invention. The procedure of Example 2 was 
repeated except that the pre-emulsion stage used a conventional sulphated surfactant having a 
linear alkyi hydrophobe and ethoxylate hydrophile Instead of the surfactant produced in Example 
1. 

25 

Example 5 

This is a comparative example, not according to the Invention. The procedure of Example 2 was 
repeated except that the pre-emulsion stage used Synperonic NP 20 (a conventional nonyl 
phenol ethoxylate) (ex Uniqema) instead of the surfactant produced in Example 1 . 

30 

Example 6 

This is a comparative example, not according to the invention. The procedure of Example 5 was 
repeated except that Na-AMPS (a functional monomer) (ex Lubrlsol) was used in the pre- 
emulsion stage In combination with Synperonic NP 20. 
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Table 2 

Results ■ • 



Example No. 


Concentr 


Polymer 


Latex 


Transmission Haze (%) 


Water uptake (%) 




ation 


isation 
Temp. 


Partide 
Size 














(phm) 


ro 


(nm) 


1 hour 


2 hours 24 hours 


24 hours 1 week 


2 


3.5 


75r 




30 


35 


39 


20 


26 


2 


3.5 


60R* 


137 . 


10 


11 


15 


10 


8 


3 (Comparative Ex.) 


3.5 


75T* 


189 


61 


74 


86 


34 


42 


4 (Comparative Ex.) 


3.5 


60R* 


203 


15 




10 


15 


17 


4 (Comparative Ex.) 


3.5 


75-r 


120 


95 






136 


183 


5 (Comparative Ex.) 


3.5 


75T* 


235 


66 


80 


98 


46 


70 


6 (Comparative Ex.) 


3.1/0.4 


75T* 


148 . ■ 


52 


60 


86 


48 


67 



* T = thermal initiation and R = redox initiation 



The results show that only the use of the surfactant according to the present Invention results in 
the combination of latex particles of small particle size, and the resultant film having improved 
water resistance. 
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CLAIMS 

1 . An anionic surfactant of tlie fomnula (1): 

R2-Y.(0)C-(HR)C-C(HRl)-C(0)-(OA)n-X (I) 
5 wherein one of R and R^ is a Cg to C22 linear or branched alky! or all^enyl, and the other Is 
hydrogen; 

Y is 0. or NH. or •.NH-CH2-C(=CH2)-. or -N(CH2-CR3{=CH2))-CH2-C(=CH2)- where R3 Is 

hydrogen or methyl; 

when Y is 0, r2 Is hydrogen, or a salt, or a C-, to Cg linear or branched alkyi, or 
10 an optionally substituted C3 to C^q linear or branched alkenyl; 

when Y is NH, or -NH-CH2-C(=CH2)-. or -N(CH2-CR3{=CH2))-CH2-C(=CH2)- where R^ is 
hydrogen or methyl, R2 is hydrogen or methyl; 
OA Is an oxyalkylene group; 
n Is 2 to 100; and 

15 X Is a group comprising at least one acidic H atom, or a salt thereof. 

2, An anionic surfactant according to claim 1 wherein one of R and R'^is a 0^2^^ ^20 
alkenyl group. 

20 3. An anionic surfactant accordirig to either one of claims 1 and 2 wherein n Is In the range 
from 5 to 30. 

4. An anionic surfactant according to any one of the preceding claims wherein X comprises 
at least one sulphur atom. 

25 

5. An anionic surfactant according to any one of the preceding claims wherein R^ is a 

group of formula -CH2-C(=CH2)-R'^ where R'* is hydrogen or methyl; or a group of formula 

•I 

-R5-0-C{0)-C(=CH2)-R^ where R5 is hydrogen or methyl, and R^ is a C2 to Cg linear or 
branched alkyl. 

30 

6. A method of free radical initiated addition polymerisation of at least one ethylenically 
unsaturated monomer in the presence of a surfactant comprising at least one anionic surfactant 
of the formula (I): 

R2-Y-(0)C.(HR)C-C(HRl)-C(0).(0A)n-X (I) 
35 wherein one of R and R'' is a Cg to C22 linear or branched alkyl or alkenyl. and the other Is 
hydrogen; 

Y is O. or NH. or -NH-CH2-C(=CH2)-, or -N(CH2-CR3(=CH2))-CH2-C(=CH2)- where R^ is 
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hydrogen or methyl; 

when Y is O, R2 Is hydrogen, or a salt, or a to Cq linear or branched alkyi, or 
an optionally substituted C3 to C^q '^"®3r or branched alkenyl; 

when Y Is NH, or -NH-CH2-C(=CH2)-, or -N(CH2-CR3(=CH2))-CH2-C(=CH2)- where r3 is 
5 hydrogen or methyl, r2 is hydrogen or methyl; 
OA is an oxyalkylene group; 
n Is 2 to 100; and 

X is a group comprising at least one acidic H atom, or a salt thereof. 

10 7. A method according to claim 6 wherein the ethylenicaiiy unsaturated monomer(s) is or 
comprises at least one vinyl monomer. 

8. A method according to claim 7 wherein the vinyl monomer(s) represent at least 60% by 
weight of the ethylenicaiiy unsaturated monomer(s). 

15 

9. A method according to any one of claims 6 to 8 wherein tiie at least one anionic 
surfactant of the formula (1) is used for a seed stage, and at least one non-ionic surfactant of the 
fonmula (II) below is used for a particle growth stage in emulsion polymerisation: 

R2-Y-(0)C-(HR)C-C(HRl)-C(0)-(OA)n-Z-R9 (II) 
20 wherein R, R\ R^, Y, OA and n are as defined for the anionic surfactant of formula (I), and 
Z Is 0, or NH. or -NH-CH2-C(=CH2)-. or -N(CH2-CR^0(=CH2))-CH2-C(=CH2)- where R^o is 
hydrogen or methyl; 

when Z is O, R^ is hydrogen, or a to Cg linear or branched alkyl, or an optionally substituted 
C3 to C^o linear or branched alkenyl; 
26 when Z is NH, or -NH-CH2-C(=GH2)-, or -N(CH2-CR^ 0(=CH2))-CH2-C(=CH2>- where R^ 0 
is hydrogen or methyl, R^ is hydrogen or methyl, 

10. The use of an anionic surfactant of the fomiula (I): 

R2-Y-(0)C-(HR)G-C(HRl)-C(0)-(9A)n-X (I) 
30 wherein one of R and R'' is a Cg to C22 linear or branched alkyl or alkenyl, and the other is 
hydrogen; 

Y Is O, or NH, or -NH-CH2-C(=GH2)-. or -N(CH2-CR3(=CH2))-CH2-C(=CH2)- where R3 Is 
hydrogen or methyl; 

when Y is O. R2 is hydrogen, or a salt, or a to Cg linear or branched alkyl, or 
35 an optionally substituted C3 to C^q linear or brariched alkenyl; 

when Y is NH, or -NH-CH2-C(=CH2)-, or -N{CH2-CR3{=CH2))-CH2-C(=CH2)- where R3 Is 
hydrogen or methyl, R^ is hydrogen or methyl; 
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OA is an oxyalkylene group; 
n is 2 to 100; and 

X Is a group comprising at least one acidic H atom, or a salt thereof, 
as a non-migratory surfactant in emulsion polymerisal/on. 
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